Experimental Section
1

Measurements
IR spectra were recorded using a JASCO Fourier Transform IR-680 spectrophotometer (Hachioji, Japan). NMR spectra were taken on a Varian Mercury 300 operating at 300 MHz for 1 H or a Varian VXR-500 (500 MHz for 1 H and 125 MHz for 13 C) spectrometer with a solvent residual peak or tetramethylsilane (TMS) as the internal standard. The absorption and CD spectra were S2 measured in a 0.1-cm quartz cell using a JASCO V-560 spectrophotometer and a JASCO J-820 spectropolarimeter, respectively. The concentrations of the polymers were calculated based on the monomer units. Size exclusion chromatography (SEC) measurements were performed with a JASCO PU-2080 liquid chromatograph equipped with a UV-visible (254 nm, JASCO UV-2075)
detector and a column oven (JASCO CO-2060). A Tosoh TSKgel MultiporeH XL -M GPC column (30 cm) was connected and CHCl 3 was used as the eluent at a flow rate of 0.5 mL/min. The molecular weight calibration curve was obtained with polystyrene standards (Tosoh).
Momomer Synthesis
Preparation of 1. 
Click Polymer Reaction of Poly-1 and Poly-2
A typical experimental procedure is described below.
Synthesis of poly-(S)-3.
To a solution of poly-1 (10.4 mg, 0.0727 mmol) in THF (730 μL) were added (R)-1-phenyl-2-propyn-1-ol (13.6 μL, 0.110 mmol), CuI (4.2 mg, 0.022 mmol), and DBU (5.4 μL, 0.036 mmol) and the reaction mixture was stirred at ambient temperature for 1.5 h. The resulting polymer was precipitated into a large amount of MeOH, collected by centrifugation, and dried in vacuo at room temperature overnight. The polymer was then washed with MeOH and hexane, collected by centrifugation, and dried in vacuo at room temperature overnight (16.9 mg, 85% yield).
S4
Poly-(S)-3 (85% Almost complete conversions of poly-1 and poly-2 to poly-3 and poly-4, respectively, were confirmed by their IR spectra that showed almost the disappearance of the azide signals of poly-1 and poly-2 ( Figures S4 and S5 ). The elemental analyses of the polymers agreed satisfactorily with the calculated values. The stereoregularities of poly-3 and poly-4 were confirmed to be cis-transoidal by 1 H NMR spectroscopy ( Figure S1 ). 
